The [GaF 3 (BzMe 2 -tacn)] and [GaF 3 (Me 3 -tacn)] were prepared as hydrates by the reported method. 1 Alkali metal and ammonium salts were used as supplied. Freshly distilled water and chromatography grade MeCN (undistilled) were used in all reactions. ESI mass spectrometry was recorded using a Waters (Manchester, UK) ZMD mass spectrometer equipped with a single quadrupole analyser.
evaporate slowly at room temperature, resulting in the formation of large colourless crystals suitable for single crystal X-ray diffraction. Yield: 0.012 g, 92%. Required for C 30 H 50 B 2 F 14 Ga 2 N 6 Na 2 ·3H 2 O: C: 33.5, H: 5.8, N: 7.8. Found; C: 33.7, H: 4.8 Table S1 . Diffractometer: Rigaku AFC12 goniometer equipped with an enhanced sensitivity (HG) Saturn724+ detector mounted at the window of an FR-E+ SuperBright molybdenum rotating anode generator (λ 1 = 0.71073 Å) with VHF Varimax optics (70 or 100 µm focus). Cell determination, data collection, data reduction, cell refinement and absorption correction:
CrystalClear-SM Expert 2.0 r7. 2 Structure solution and refinement were carried out using WinGX and software packages within. 3 H atoms attached to C atoms were placed in geometrically assigned positions, with C-H distances of 0.95 Å (CH), 0.98 Å (CH 3 ) or 0.99 Å (CH 2 ) and refined using a riding model, with U iso (H) = 1.2U eq (C) (CH, CH 2 ) or 1.5U eq (C) (CH 3 ). For compound 2 the difference map contains peaks that approximately correspond to possible hydrogen positions, however, it was not possible to refine these into a mutually consistent arrangement. The hydrogen atoms for both the coordinated and isolated water molecules have therefore been omitted from the refined model but are included in the formula and derived parameters. The crystals of [{GaF 3 (BzMe 2 -tacn)} 2 Na(NH 4 )(PF-6 ) 2 ] (3) were very small and poorly diffracting, leading to very weak diffraction data and no significant reflections beyond 40 o (even with increased exposure times). This weak, low resolution data has affected the final quality of the refinement and associated statistics; however, the structure is clearly defined (although detailed comparisons of bond lengths are not justified). The H atoms associated with the NH 4 + cation were not convincingly located in the difference map, and given the data quality, these were excluded from the refinement, although the N4···F(1) 2.728, N(4)···F (2) 
In situ ESI + MS Experiments -[GaF 3 (L)] (L = Me 3 -tacn or BzMe 2 -tacn)
The complexes [GaF 3 (RMe 2 -tacn)] (R = Me, Bz) were treated with an equimolar quantity of an appropriate metal / ammonium salt in aqueous MeCN (5:1 MeCN:H 2 O). The mixture was shaken and the solution further diluted in MeCN(aq) to provide a sample of suitable concentration for mass spectrometry. Weakly/non-coordinating anions were used.
Samples were studied by positive ion electrospray (ESI + ) mass spectrometry (neat MeCN mobile phase). 
